Abstract: This work originates from an epidemiological study aimed to assess the correlation between population exposure to pesticides used in agriculture and adverse health effects. In support of the population exposure evaluation two models implemented by the authors were applied: a GIS-based proximity model and the CAREA atmospheric dispersion model. In this work, the results of the two models are presented and compared. Despite the proximity analysis is widely used for these kinds of studies, it was investigated how meteorology could affect the exposure assessment. Both models were applied to pesticides emitted by 1519 agricultural fields and considering 2584 receptors distributed over an area of 8430 km 2 . CAREA output shows a considerable enhancement in the percentage of exposed receptors, from the 4% of the proximity model to the 54% of the CAREA model. Moreover, the spatial analysis of the results on a specific test site showed that the effects of meteorology considered by CAREA led to an anisotropic exposure distribution that differs considerably from the symmetric distribution resulting by the proximity model. In addition, the results of a field campaign for the definition and planning of ground measurement of concentration for the validation of CAREA are presented. The preliminary results showed how, during treatments, pesticide concentrations distant from the fields are significantly higher than background values.
Introduction
Pesticides provide important benefits in food production and aesthetics of products, but the concern over their impact on the environment and human health has also increased over the years [1] . Despite the technological improvement of the substances has allowed the amount of pesticide required for crop protection to be reduced [2] , most of the pesticides applied to agricultural fields may affect non-target areas and, thus, humans, terrestrial and aquatic ecosystems [3, 4] . In order to eliminate or reduce the pollution due to pesticides, farmers need a method to assist them in estimating the environmental impact of pesticides use [5] . An inventory of approaches to assess the environmental impact of pesticides has been reported in the literature by Levitan et al. [6] and Hayo et al. [5] . The latter suggested some criteria that need to be taken into account for the estimation of the impact of pesticide application, such as the environmental risk category (volatilization, drift, runoff, leaching, bio-concentration, toxicity to humans, plants, etc.), other parameters (i.e., soil characteristics, application rate/season/techniques), availability of alternatives, costs, etc.
In general, the environmental impact of a substance can be evaluated by two main approaches, the toxicological approach and the epidemiological approach. The former consists in calculating the risk associated with the exposure to a certain substance from its site-measured concentration multiplied by its toxicity [7] [8] [9] . The latter is aimed at investigating the causal relationship between an agent and its health effect through the quantification of the exposure-response relationship [10] . In this case the exposure scenario is reconstructed by the use of several methods and experiments that surrogate the real exposure. In this framework, GIS (Geographic Information System)-based proximity analysis techniques [11] [12] [13] are widely used in environmental epidemiology [14, 15] because their simplicity and reproducibility make them applicable on complex datasets. However, the degree of approximation to the real exposure represents a possible metric to compare one study to another, as it determines the feasibility and reliability of the results. Other models, such as dispersion models for airborne pollutants, may provide a very reliable estimate of the exposure and may lead to very different considerations from those derived from proximity models. Finally, the epidemiological approach involved the use of effect indicators (odds ratio, relative risk, etc.) in the risk characterization phase; these indicators were chosen according to the type of the study (cohort, time series, case-control, meta-analysis, etc.) [16] .
In this work it is shown a comparison between two models, a proximity model and the CAREA atmospheric dispersion model developed by the authors, both used within an epidemiological study aimed at the assessment of the impact of pesticides exposure on the population. The output of the two models estimated the exposure of the receptors and was provided to epidemiologists as input in the above-mentioned risk characterization phase.
More specifically, the epidemiological study assessed the correlation between ALS (Amyotrophic Lateral Sclerosis) and the exposure to pesticides from farming activities. The study dataset consists of 1519 agricultural fields and 2584 receptors distributed on an area of 8430 km 2 including the three provinces of Modena, Reggio Emilia and Parma located in the centre Po Valley. Firstly, the exposure scenario was reconstructed by the use of a proximity model that estimated the exposure of receptors according to the definition of a significant distance between the pollutant source and the receptor considered. The output of the model consists in a normalized exposure value for each receptor and it refers to the percentage of each category of agricultural land that is inside a receptor-focused buffer.
The proximity model assumes a symmetric exposure distribution. This assumption may be unreliable when anisotropic air dispersion is important. For this reason, a second model that takes into account the effect of local meteorology on the atmospheric dispersion of pesticides was tested. In the literature, there are a number of applications of dispersion models to assess the dispersion of pesticides, both relying on pre-existing models, i.e., Gaussian or grid models [17] [18] [19] [20] [21] [22] , or by specifically developed models, such as AgDRIFT TM [23] (US Forest Service, USA), AGDISP TM [24] (USDA Forest Service, USA), PERFUM [25] (EPA, USA). However, these models are usually designed to work with a very limited number of sources for micro or local scale simulations. When thousands of sources and receptors have to be considered traditional models are hardly applicable due to their long calculation time and the large amount of necessary computing resources.
The CAREA model (Complex AREAl atmospheric dispersion model) was chosen for this work; it is a new GIS-based Gaussian model for complex source areas developed by Teggi et al. [26] . The model is based on a simplification of the formulation of the well-known US Environmental Protection Agency (EPA) Regulatory Model AERMOD [27] , it is written in Python language [28] (Version 2.7), and computes ground level, or near ground level, concentrations and dry deposition fluxes of gaseous or particulate pollutants. The model allows users to define in a GIS environment thousands of gridded or scattered receptors located close to the ground, far from buildings, on horizontal or near-horizontal terrain, and thousands of complex sources with hundreds of vertices and holes. This scenario is common in agricultural processes [23, 24, [29] [30] [31] [32] [33] [34] , in case of emissions from water bodies [35] , from contaminated soils and during accidents [36, 37] , in mining and quarries [38, 39] . This aspect makes CAREA potentially useful for many studies requiring the simulation of the concentrations and of the deposition of substances emitted by areal sources [26] .
In this work, CAREA output was used to compute, for each receptor, a normalized concentration directly related to the exposure to the agricultural land use categories treated with pesticides. Subsequently, CAREA results were compared with the ones achieved by the application of a proximity model, showing significant differences.
In addition, in this paper it is also shown a field campaign for the definition and planning of ground measurement of concentration for the validation of the CAREA model. In a preliminary estimate of atmospheric concentration of a pesticide during agricultural treatment, a high-volume sampler was deployed in the field and equipped with quartz fibre filters for aerosols collection. In this framework, very low atmospheric concentrations were expected because the application of these compounds must be carried out during low or no wind conditions, the pesticides are formulated with the addition of anti-drift substances and the design of sprayers have also evolved to limit the spray drift [40] [41] [42] . However, the dispersion of the pesticide is due to several factors, i.e., the characteristics of the pesticide such as volatility and viscosity, the equipment and application techniques, the weather conditions at the time of application, i.e., wind speed and direction, temperature, relative humidity and stability of the atmosphere at the application site and the operator care, attitude and skill [2] . As a result, the authors decided to perform the sampling campaign during the application of the insecticide on orchards, as the height of the trees in orchards increases the dispersion of pesticides compared to cereal crops. The field measurement was coupled with a CAREA simulation in order to evaluate the spatial distribution of the concentration on the test site.
The remainder of this article is structured as follows: Section 2 firstly describes the geographical context and the dataset used in this work, then the application of the two models to the dataset of the study and the field campaign coupled with its respective CAREA simulation are showed. Section 3 addresses the differences between the application of CAREA and the proximity model both numerically (number of exposed or not-exposed receptors) both in terms of spatial distribution of the exposure. In this latter section is also reported the concentration of the pesticide sampled during the field campaign.
Experiments

Geographical Context and Dataset
The study area (Figure 1 ) is located in the Po Valley (North Italy), and includes the provinces of Modena, Reggio Emilia and Parma covering an area of about 8430 km 2 . The Po valley experiences a strong anthropic pressure due to wide urban areas, intensive breeding and agriculture (among the most productive agricultural areas within Europe) and wide manufacturing districts, along with topographic and meteorological conditions unfavourable to pollutant dispersion [43, 44] . Except to Alps situated north, and the Apennines south of the plain, most of the territory is flat and characterized by a warm temperate subcontinental climate, fully humid, with hot summers (Köppen-Geiger classification Cfa) [45, 46] . The climatological pattern of winds for the region is featured by two main wind directions, WNW and ESE, along the longitudinal axis of the Po valley.
The reference population of 2584 people used as target receptors for the assessment of the exposure to pesticides is composed by newly diagnosed ALS cases and up to four age-and sex-matched controls randomly selected from the resident population of the three provinces [47] . Spatially distribution of receptors over the study area is featured by fewer counts in the Southern mountainous part of the area and higher numbers in the surroundings of the main city centres, characterized by a higher population density.
The CORINE Land Cover (CLC) map [48] was used to identify and extract the agricultural fields. The CLC of the studied area was provided by the database of the Geoportal of the Emilia Romagna Region [49] . The land use map of the year 2003 (see 2003 vector land use map, 2011 edition) was chosen for the study because the case/control dataset refers to that period. In this study only the results obtained by considering orchards as risk sources are presented, thus 1519 orchards (polygons) were extracted from the land use database.
A GIS project was setup for the experiment, firstly including the geocoding addresses [50, 51] for the localization of the study population and the extraction of orchards from the initial CLC map (Figure 1 ). Orchards were stored in a shapefile format to be used in the subsequent stages of the work.
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Proximity Model
GIS spatial analysis techniques are widely used in environmental epidemiology to study the proximity to subjects from the contaminant source, and thus express the proximity as a surrogate for the exposure [52] [53] [54] [55] [56] .
The proximity model developed in this work is written in Python programming language [28] and consists in the construction of a buffer with a fixed radius (R0) around each receptor ( Figure 2 ). 
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The proximity model developed in this work is written in Python programming language [28] and consists in the construction of a buffer with a fixed radius (R0) around each receptor ( Figure 2 ). Polygons of specific land use category are considered as risk sources for the reconstruction of the exposure scenario. Complex polygons with jagged edges, concavities and holes are not supported by the model. Therefore, they were decomposed into simpler geometric entities (i.e., square boxes) with a spatial resolution of 100 m or less. Finally, the exposure of each receptor (see Figure 2 ) is given by:
where E i is the exposure of the receptor i calculated as a normalized areal fraction (between 0 and 1) of the category of agricultural land use considered. A i is the sum of the risk source areas (a j ) found within the buffer of radius R 0 . A n is a normalization factor assumed equal to the area of the buffer of radius R 0 , while a j is the generic area of a risk source at a distance r j from the receptor.
The model was applied to 2584 receptors and 1519 complex areal sources of orchards using a 100 m buffer as a characteristic distance R 0 relying on previous epidemiological studies and literature data [15, 20] . Thus, the normalization factor A n calculated from a R 0 parameter of 100 m became equal to 31,416 m 2 .
Atmospheric Dispersion by CAREA
The CAREA model [26] consists in the use of a Gaussian dispersion formulation (mainly based on the simplification of the AERMOD formulation) to simulate mean concentrations and total dry deposition fluxes due to emissions from source areas over flat or hilly domains. CAREA is designed to consider a large number of sources and receptors since existing models are not suitable for large and complex datasets. CAREA is able to simulate domains featured by very complex source polygons with hundreds of vertex and complex geometry. Additionally, definitions of source polygons, source emission rates, receptor locations, output surface concentrations and deposition fluxes can be directly handled in a GIS environment. The CAREA formulation requires several meteorological quantities describing the planetary boundary layer likewise AERMOD. Thus, the meteorological dataset in input to the model is in the AERMET format [27] with hourly data records.
Similar to the proximity model, CAREA was applied to the 2584 receptors and 1519 complex areal sources of the study dataset (CAREA workflow is shown in Figure 3 ). The model required as input the coordinates of the receptors given by a shapefile containing the receptors listed according to a progressive identifier and with their coordinates as attribute. Orchards polygons were provided through another shapefile where each polygon is characterized by a progressive polygon identifier, a code indicating the land use category (in this case only orchards) and the source emission rate (g m −2 s −1 ). In this application, an emission rate of 0.001 g s −1 m −2 was used for all the sources, because measured emission values were not available at the moment. Nevertheless, this was not a limiting factor for this study since the relative concentration was used to compare the exposure level among the receptors. Pesticides treatments are not repeated on a daily basis, consequently the simulation of a continuous source may lead to an overestimation of the concentrations at the receptors. However, the re-suspension of a pesticide after its application is a process that needs to be considered [57] , thus, suggesting the simulation of a continuous emission source. As a first attempt, neither dry nor wet deposition of dispersed compounds was considered, and no reactivity nor decay of substances was expected. Considering that treatments on orchards (i.e., apple orchards, pear orchards, peach orchards) are done mainly from March to September, the simulation period considered these 7 months, with an hourly time step. Several meteorological data from different sources were used to build the input meteorological file required to CAREA. Meteorological data were selected according to the field campaign carried out in July 2014, i.e., different from the reference period of the case/control dataset, which ranges from the late 90s to the early 2000. However, a multi-annual meteorology can be considered fairly constant over the years. Therefore, the simulation based on the meteorology of year 2014 can be considered representative also for the years 1999-2003. Firstly, the LAMA (Limited Area Meteorological Analysis) dataset [58] , created from the simulations of the meteorological model COSMO [59] and the observations of the international meteorological network GTS, was considered. The LAMA dataset is composed by hourly data with an horizontal resolution of 7 km, surface and profile (up to 25 km) parameters, the mixing layer height and other data associated with turbulence. The surface parameters of temperature, humidity, wind intensity and direction were averaged by interfacing the Mantova Belforte LAMA dataset (WGS84 10 [60, 61] . All meteorological data were compliant with the standard of the World Meteorological Organization [62] .
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On-Site Measurement Campaign
CAREA results should be validated by ground measurements. Although at the time of the study advanced instrumentation was not available for this operation, a field campaign for the definition and planning of ground measurement of concentration for the validation of CAREA model was performed. In order to have a first inspection on this aspect, pesticide concentrations were measured at a certain distance from orchards fields during a period of treatment.
The measurement campaign took place in Castelfranco Emilia at the experimental farm of the Lazzaro Spallanzani High School (WGS84 11.028876° E, 44.630708° N). This site is located in a rural area 5 km Southeast of Modena. This territory is intensively cultivated with cereal crops (mainly wheat, barley) and some vineyards, apple orchards, pear orchards and peach orchards.
The campaign involved the use of a high volume sampler during the time of application of an insecticide, the emamectin benzoate [63] [64] [65] [66] (Vapour pressure at 21 °C of 4 × 10 −6 Pa, Henry's law constant at 25 °C and pH 7 of 1.7 × 10 −4 Pa m 3 /mol, log Pow = 5.0 ± 0,2 at pH 7) on parcels of orchards (see Figure 4) . This insecticide belongs to Category 1, the highest toxicity category of the acute toxicity ranking system of the U.S. Environmental Protection Agency [67] . 
The measurement campaign took place in Castelfranco Emilia at the experimental farm of the Lazzaro Spallanzani High School (WGS84 11.028876 • E, 44.630708 • N). This site is located in a rural area 5 km Southeast of Modena. This territory is intensively cultivated with cereal crops (mainly wheat, barley) and some vineyards, apple orchards, pear orchards and peach orchards.
The campaign involved the use of a high volume sampler during the time of application of an insecticide, the emamectin benzoate [63] [64] [65] [66] (Vapour pressure at 21 • C of 4 × 10 −6 Pa, Henry's law constant at 25 • C and pH 7 of 1.7 × 10 −4 Pa m 3 /mol, log Pow = 5.0 ± 0,2 at pH 7) on parcels of orchards (see Figure 4) . This insecticide belongs to Category 1, the highest toxicity category of the acute toxicity ranking system of the U.S. Environmental Protection Agency [67] . A Total Suspended Particulate (TSP) high volume air sampler (Tisch Environmental Inc., Cleves, OH, USA) with a flow rate between 40 and 60 ft 3 /min (1.1-1.7 m 3 /min) equipped with rectangular QM-A quartz fibre filters for aerosols with a thickness of 450 μm (Whatman plc, Maidstone, Kent, UK) was used for the experiment. This instrumentation has been widely described in literature to assess the presence of pesticides residues and other compounds in atmosphere [68] [69] [70] [71] [72] [73] [74] [75] . The on-site measurement campaign was carried out in three days, the 30 June, 1 July and 14 July 2014. During the first two days, the atmospheric background concentration of the pesticide was detected. To this aim the sampler was deployed distant from any obstacle in order to work in undisturbed conditions continuously for 24 h. During the second day the air sampling was done simultaneously to the application of the pesticide on orchards parcels. In this case the sampler was placed downwind of the source at variable distances from the atomizer ranging from 100 m to 300 m. The sampling was carried out for the entire duration of treatment in a time period of about 4 h from 11:00 to 15:00 local time of 14 July 2014. Later, the two fibre quartz filters were analysed in order to obtain the mass of emamectin benzoate sampled. An ultrasonic bath with acetonitrile was used to extract the substance from the filters. The extract obtained was suitably diluted and filtered, and thus it was analysed in high performance liquid chromatography coupled with a mass spectrometer detector (LCMS/MS) as described by Vega et al. [76] and others [77] [78] [79] .
CAREA Simulation on the Test Site
A CAREA simulation was performed to assess the spatial distribution of the concentration on the test site assuming each orchard as an emission source of pesticide as already discussed in the literature by Wittich et al. [20] and others [80, 81] .
The simulation was setup in order to consider both the spray drift at the time of application and the re-suspension of the pesticide after its application. The latter process was modelled assuming fields as emission sources even after the application of the pesticides. To this aim, the simulation was carried out in four separate runs, because four fields (one pear orchard, two pear and apple orchards and one stone fruit orchard) were involved in the application of the pesticide during the experiment. The pesticide was applied clockwise starting from the upper left pear orchard (source 1) up to the southernmost pear orchard (source 4). Therefore, the first run involved only the contribution of the A Total Suspended Particulate (TSP) high volume air sampler (Tisch Environmental Inc., Cleves, OH, USA) with a flow rate between 40 and 60 ft 3 /min (1.1-1.7 m 3 /min) equipped with rectangular QM-A quartz fibre filters for aerosols with a thickness of 450 µm (Whatman plc, Maidstone, Kent, UK) was used for the experiment. This instrumentation has been widely described in literature to assess the presence of pesticides residues and other compounds in atmosphere [68] [69] [70] [71] [72] [73] [74] [75] . The on-site measurement campaign was carried out in three days, the 30 June, 1 July and 14 July 2014. During the first two days, the atmospheric background concentration of the pesticide was detected. To this aim the sampler was deployed distant from any obstacle in order to work in undisturbed conditions continuously for 24 h. During the second day the air sampling was done simultaneously to the application of the pesticide on orchards parcels. In this case the sampler was placed downwind of the source at variable distances from the atomizer ranging from 100 m to 300 m. The sampling was carried out for the entire duration of treatment in a time period of about 4 h from 11:00 to 15:00 local time of 14 July 2014. Later, the two fibre quartz filters were analysed in order to obtain the mass of emamectin benzoate sampled. An ultrasonic bath with acetonitrile was used to extract the substance from the filters. The extract obtained was suitably diluted and filtered, and thus it was analysed in high performance liquid chromatography coupled with a mass spectrometer detector (LCMS/MS) as described by Vega et al. [76] and others [77] [78] [79] .
The simulation was setup in order to consider both the spray drift at the time of application and the re-suspension of the pesticide after its application. The latter process was modelled assuming fields as emission sources even after the application of the pesticides. To this aim, the simulation was carried out in four separate runs, because four fields (one pear orchard, two pear and apple orchards and one stone fruit orchard) were involved in the application of the pesticide during the experiment. The pesticide was applied clockwise starting from the upper left pear orchard (source 1) up to the southernmost pear orchard (source 4). Therefore, the first run involved only the contribution of the source 1, while the second run involved the contribution of the source 1 and 2. Consistently, the last run involved the contribution of all the sources. The simulation was setup considering a computational domain of 2.5 × 2.5 km 2 focused on the farm. Similarly to the simulation showed in sections above, a source emission rate of 0.001 g s −1 m −2 was used as default value for all the sources. For simplicity, neither dry nor wet deposition of the pesticide was considered, as well as neither reactivity nor decay of emamectin benzoate was expected. Additional simulation parameters involved the use of a simulation period of four hours from 11:00 to 15:00 of 14 July 2014.
Finally, the four outputs of the simulations were summed to a total concentration map. This latter output was spatially interpolated by the application of the Kriging method [82] to obtain the final concentration map over the simulation domain.
Results and Discussion
Comparison between the Proximity Model and the CAREA Model
The exposure of the receptors provided by the proximity model is expressed by a normalized areal fraction of the orchards land use found within the buffer of 100 m. Normalized exposure ranges from 0, no areal percentage of orchards within the searching distance, to 1, full presence of orchards within the buffer. Here, receptors with exposure equal to 0 were defined as not-exposed. The discussion of the results obtained by the proximity model from the epidemiological point of view for this case study was presented by Vinceti et al. [47] . The CAREA output provided, for each receptor, a relative concentration value (C) assumed proportional to the receptor exposure to orchards and the concentration ratio (Ĉ), which is a normalization of the concentration of the receptor according to a reference case. More specifically,Ĉ was calculated by the ratio between the relative concentration value (C) of a receptor and the reference concentration C 0 estimated as follows: firstly, a circumference centred at the receptor with a radius of 100 m was considered, then the model was run by using the same meteorological conditions. Thus, C 0 is the maximum concentration of hypothetical receptors which are located at a distance of 100 m from the polygon considered. Basically, ifĈ is equal to 2, it means that the considered receptor has a double concentration respect to the reference case. Receptors withĈ less than 1 were defined as not-exposed.
Here, in order to evaluate the differences in terms of exposure of receptors, exposure data calculated by the two models were split and encoded into five risk classes: the code "−999" was assigned to not-exposed receptors, while the classes "0, 1, 2, 3" were used to encode normalized exposures between the ranges (0, 0.25), (0.25, 0.5), (0.5, 0.75), (0.75, 1.00), respectively.
Observing Table 1 , it can be stated that CAREA output resulted in a greater distribution of the receptors among the exposure classes than the proximity model. In particular, the not-exposed receptors decrease from the 96% of the proximity model to the 46% of the CAREA model. This is a consequence of their different formulation, with the proximity model considering an exposure distance of only 100 m and with CAREA simulating the Gaussian atmospheric dispersion of the pesticide up to few kilometres. Moreover, it can be stated that the differences between the two models become smaller at high exposures. Especially, when exposure classes "2" and "3" are considered, exposures provided by the two models are very similar. This latter aspect leads to a greater protection for the receptors, because at high exposure levels the output provided is less dependent on the chosen approach. 2469  96  1181  46  0  73  3  1233  48  1  25  1  153  6  2  12  0  10  0  3  5  0  7  0  Sum  2584  100  2584  100 3.2. CAREA Simulation on the Test Site Figure 5 shows how the dispersion of the pesticide is strongly affected by the meteorological conditions, with a well-developed plume along the main wind direction (see associated wind rose). Moreover, two transects (see Figure 5) were extracted along the S-N and W-E directions centred on the sampler. Figure 6 shows CAREA concentrations and the results of the application of the proximity model of hypothetical receptors obtained from the discretization of the transects with a step of 10 m.
The concentration map over the simulation domain retrieved by CAREA is reported below.
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The concentration map over the simulation domain retrieved by CAREA is reported below. The transport of the pesticide due to the mean wind direction is also verifiable by observing the trend along the W-E transect calculated by CAREA (Figure 6a ) compared to the one achieved by the proximity model (Figure 6c ). Figure 6a shows significant pesticide concentrations (1/5 of the maximum value) up to 100 m from the source's boundaries (see dotted red line at about-200 m from the origin of the reference system), while the same point has near to zero values in the proximity model (Figure 6c) . Similarly, no concentrations were computed by CAREA for hypothetical receptors placed downwind at about 200 m from the origin of the reference system (see right dotted red line), while significant values were computed by the proximity model. The comparison of the trends along the S-N transect of the two models shows minor differences because this direction is less affected by the mean wind; e.g., these trends showed a bimodal distribution with two peaks right and left from the sampler (dotted orange line) probably due to the two sources (fields) that are present north and south from the sampler itself.
Briefly, exposure scenarios derived from the models showed some peculiarities. The use of a proximity model instead of the CAREA model at the scale of this experiment led to a slight underestimation/overestimation of the exposure, but, if a wider area it is considered, it is reasonable to expect a larger discrepancy. Near to zero concentrations found up to distance of 300 m from the treated field (see left branch of Figure 6a ) may become very significant if more sources and receptors are considered. Hence, the effects of meteorology led to a site-specific exposure distribution that substantially differs from the symmetric one on which proximity models are based.
On-Site Measurement Campaign
The field campaign was performed for the definition and planning of ground measurement of concentration for the validation of CAREA model. The two fibre quartz filters were analysed in order to obtain the mass of emamectin benzoate sampled during the background concentration measurement and during the application of the pesticide. The laboratory reported a Detection Limit (LD) for emamectin benzoate of 0.25 ppb and a Quantification Limit (LQ) of 0.50 ppb. The analysis of the blank filter reported no mass of emamectin benzoate. Contrariwise, a mass of 0.97 ± 0.31 µg was found in the filter sampled during orchards treatment with the pesticide. By estimating the flow rate of the high-volume sampler in about 1.4 m 3 /min, the observed atmospheric concentration of emamectin benzoate was of 0.02 ng/m 3 . Literature experiments reported ambient air in concentrations ranging from few pg/m 3 to several ng/m 3 [72, 73, [83] [84] [85] [86] [87] [88] , but each study showed its own peculiarities. In particular, the sampled pesticides often have different chemical and physical characteristics, the use of several types of sampling equipment and application techniques, the different weather conditions, etc. To date, the retrieved quantity is consistent with the data found in the literature, notwithstanding the differences between the several experiments. As shown in Figure 6b , the trend along the S-N transect is characterized by two peaks right and left from the sampler, thus the sampled concentration may be slightly underestimated.
Moreover, from a qualitatively point of view, the results of the campaign showed pesticide concentrations that differ substantially from the background values. Study outlooks include a further development of the validation of the CAREA model by the use of suitable instrumentation to achieve reliable ground measurements.
Conclusions
The use of the CAREA atmospheric dispersion model led to a considerable enhancement in the percentage of exposed receptors, from the 4% of the proximity model to the 54% of the CAREA model. This is a consequence due to the formulation of the models, with a short computing distance of 100 m for the proximity model and the use of an atmospheric dispersion model able to simulate the dispersion of pollutant up to few kilometres for the CAREA model. Moreover, it can be observed that the differences between the two models become smaller for high exposures. This latter aspect leads to a greater protection for the receptors, because at high exposure levels the output provided by the two models is less dependent to the chosen approach.
A CAREA simulation was performed to assess the spatial distribution of the pesticide concentration over a test site chosen to achieve a preliminary ground measurement of concentration for the validation of CAREA model. The concentration map over the simulation domain shows that pesticide dispersion is strongly affected by meteorological conditions with a well-developed plume along the main wind direction. Then, CAREA concentrations and normalized exposures by the proximity model of hypothetical receptors obtained from the discretization of the W-E and S-N transects were compared. The use of a proximity model instead of the CAREA model at the scale of this experiment led to a slight underestimation/overestimation of the exposure, but, if a wider area is considered, it is reasonable to expect a larger discrepancy. Near to zero concentrations found up to distance of 300 m from the treated field (see left branch of the W-E CAREA transect) may become very significant if more sources and receptors are considered. Hence, the effects of meteorology led to a site-specific exposure distribution that substantially differs from the symmetric one on which proximity models are based. This aspect should be taken into account when the environmental impact of a substance is assessed both in terms of added value of one study (better approximation of the real exposure of receptors) and to protect people's health. The CAREA model should be used also in the toxicological approach because it provides an estimation of the site-measured concentration of a substance.
The discussion of the results obtained by the proximity model from the epidemiological point of view for this case study was presented in literature by Vinceti et al. [47] . Future outlooks include the use of the exposure scenario evaluated by CAREA in the aforementioned study. Moreover, both models will be used in other activities, such as the population exposure assessment from cyanobacteria from inland waters.
Finally, the results of the on-site measurement campaign showed how, during treatments, pesticide concentrations distant from the fields are significantly higher than background values. To date, the retrieved quantity seems to be consistent with the data found in literature, but with all the uncertainness related to the differences of the various experiments. Future outlooks include a further development of the validation of the CAREA model by the use of suitable instrumentation to achieve reliable ground measurements.
